In this study bio-based bio-phenol-formaldehyde (BPF) resoles were prepared using hydrolytically depolymerized Kraft lignin (DKL) as bio-phenol to partially substitute phenol. The effects of phenol substitution ratio, weight-average molecular weight (M w ) of DKL and formaldehyde-to-phenol (F/P) ratio were also investigated to find the optimum curing temperature for BPF resoles. The results indicated that DKL with M w~1 200 g/mol provides a curing temperature of less than 180 • C for any substitution level, provided that F/P ratios are controlled. Incorporation of lignin reduced the curing temperature of the resin, however, higher M w DKL negatively affected the curing process. For any level of lignin M w , the curing temperature was found to increase with lower F/P ratios at lower phenol substitution levels. At 25% and 50% phenol substitution, increasing the F/P ratio allows for synthesis of resoles with lower curing temperatures. Increasing the phenol substitution from 50% to 75% allows for a broader range of lignin M w to attain low curing temperatures.
Introduction
Phenol formaldehyde (PF) resins are the second most common resins (following UF resins) in wood applications, and are in high demand in the manufacture of softwood plywood for exterior building and construction purposes [1, 2] . The PF resin market is valued at $10 billion globally, and has an annual market value of $4.5 billion to $6 billion [3] . PF resins are known for their superior high bond strength and moisture resistance properties particularly under severe conditions of weather, temperature and humidity.
Phenolic resins are typically dark-reddish in color and can be synthesized at a variety of temperatures, ranging from room temperature to 135 • C. Curing temperatures range normally from 125 • C to 150 • C; however, hot-pressing temperatures for materials used in structural composites can reach up to 200 • C [1] . In the United States, PF resins are typically alkaline-catalyzed and are known as resoles. Application of resoles as wood adhesives became common around the 1930s, especially in the manufacture of particleboard and plywood [4] . Resoles are preferred for wood adhesives because of their ability to form three dimensional networks that have favorably high tensile strength, high modulus, dimensional stability, and resistance to moisture [4] . Resoles do not require the addition Table 1 , shows the different reaction conditions for the hydrolysis of KL along with the yields and M w of the resulting DLs. As the treatment severity increase, the M w of DLs reduced because the depolymerization reactions are endothermic, higher temperatures were thermodynamically favorable in promoting greater cleavage of aryl-ether linkages within the polymer chains of the lignin molecule [13, 14] .
At the same time the yield of DLs also reduces with increase in treatment severity due to the occurrence of prominent crosslinking reaction lead to solid residues [6, 13] . DL with lower M w can be particularly advantageous in applications for the synthesis of BPF resins, where lignin with lower M w would result in reduced steric hindrance and provide more phenolic hydroxyl contents, which increases the reactive sites towards formaldehyde, thus facilitating the resinification reactions and enabling production of BPF resins at higher phenol substitutions [13] .
Elemental Analysis of KL and DKL Products
The measured carbon, hydrogen, nitrogen, sulfur, and oxygen compositions of the original Kraft lignin (KL), and DKLs obtained from hydrolytic depolymerization reactions for 45 min at 250 and 350 • C are listed in Table 2 . CHNS elemental analysis of the DKL products showed that sulfur compounds were markedly reduced by hydrolytic depolymerization of KL. Figure 1 shows that absorption bands attributed to -OH stretching appearing at 3280-3320 cm −1 for DKLs, partially attributed to the presence of phenolic hydroxyl groups. The absorption bands between 1400 and 1600 can be attributed to C=C aromatic rings while absorption at 1150 indicates the presence of C-O functional groups connected to aromatic rings, which confirm the presence of lignin molecular structure. Weak ether bonds are detected at 1040 cm −1 likely as a result of breakage of ether bonds in KL to form hydroxyl groups in DKLs. These results consistent with 1 H-NMR analysis performed on DKL products by Mahmood et al. [13] , where it was found that increases in severity treatment of hydrolytic processing resulted in increases of phenolic hydroxyl groups in the products as compared to the phenolic -OH groups in original KL. presence of C-O functional groups connected to aromatic rings, which confirm the presence of lignin molecular structure. Weak ether bonds are detected at 1040 cm −1 likely as a result of breakage of ether bonds in KL to form hydroxyl groups in DKLs. These results consistent with 1 H-NMR analysis performed on DKL products by Mahmood et al. [13] , where it was found that increases in severity treatment of hydrolytic processing resulted in increases of phenolic hydroxyl groups in the products as compared to the phenolic -OH groups in original KL. Table 3 shows the viscosities of all prepared BPF resoles determined with Brookfield Viscometer Model DV-E using spindle 1 at 50 rpm and room temperature. Averages of three measurements were recorded. Table 3 shows the viscosities of all prepared BPF resoles determined with Brookfield Viscometer Model DV-E using spindle 1 at 50 rpm and room temperature. Averages of three measurements were recorded.
FT-IR Spectra of DKL Products

Characterization of Lignin-Based PF Resoles
Viscosity measurements of phenolic resins provide important information about the advancement of resole resin synthesis and the degree of condensation reactions [15, 16] . Low resin viscosities or low degree of condensation reactions may result in over-penetration of adhesive into the wood resulting in starved glue-lines while too high viscosities that may result in low adhesive penetration as well as poor mechanical interlocking of the adhesive into the wood [17] . It can be seen from Table 3 that increasing the phenol percent substitution from 25% to 75% at DL M w level (−1) and F/P of 2.1 resulted in increase of BPF viscosities from 26 cP to 191 cP. Similarly, increasing the phenol percent substitution from 25% to 75% at DL M w level (+1) and F/P of 2.1 resulted in increase of BPF viscosities from 124 cP to 348 cP. The increase in viscosity of BPF with higher percent substitutions can be attributed to incorporation of greater lignin content in the BPF resole synthesis. A larger addition amount of lignin or bio-phenolic oils (at a high M w ) likely increases the molecular weight of the resin resulting in higher end viscosities for BPF resoles at 75% phenol-to-lignin substitutions [16] . Research findings from Cheng et al. confirm similar trend of increasing viscosities of bio-based phenolic resins with increasing phenol substitutions [18] . Table 3 also shows that increasing the F/P molar various BPF resoles resulted in reduced BPF viscosities. This seems to be counterintuitive because increasing the F/P ratio increases the degree of methylolation as well as the branching of the BPF polymer, which should result in an increase of viscosity of the BPF resoles. However, this effect might be due to the larger water content that were added into BPF resoles with higher F/P ratios in the form of formalin, an aqueous solution of only 37% formaldehyde. This is actually confirmed by the measurements of pH and non-volatile content for the corresponding resoles. The corresponding pH value and non-volatile content both decrease if increasing F/P molar ratios likely due to the increased amount of water content in the resulted BPF resoles.
Additionally, as M w of DL increased from level (−1) to level (+1), the viscosities of BPF resoles also increased (Table 3 ). This trend was consistent for the BPF resoles with 25%, 50%, and 75% phenol substitutions and BPF resoles synthesized at F/P ratios of 1.2 and 3. Using higher M w of DL in the synthesis of lignin-based phenol formaldehyde resins will likely result in BPF resin with higher molecular weights and increased viscosities [18] . Given the complex structure of lignin, higher M w of depolymerized lignin could result in lengthening of polymeric chains or additional branching within the structure of BPF resoles, which would then significantly increase the viscosities of the BPF resins [16] . Tables 4-6 show non-volatile content (NVC) of the synthesized BPF resoles at varying phenol percentage substitutions, varying F/P ratios, and varying M w the DL used, respectively. As shown in the above (Tables 4-6 ), the NVC of BPF resoles synthesized (26-44 wt.%) are normally lower than the recommended NVC range for PF resins as plywood adhesives (i.e., 40-45 wt.%) [8] .
Non-Volatile Contents and pH Measurements of BPF Resoles
To increase the NVC, less water or ethanol content can be used as the solvents during the synthesis of BPF resoles, or the reaction period can be further increased to 3-4 h. However, care must be taken not to cause drastic increases in the viscosities of BPF as a result of potential polymer gelation. Figure 2 clearly indicates that the pH of BPF resoles decreases with rise in F/P molar ratios for pure PF resins as well as BPF resoles at 25% and 50% phenol substitutions. This observation can be attributed to an increase in Cannizarro reactions with higher F/P ratios, whereby formaldehyde undergoes self-condensation reactions and reduces the pH of the resoles. As discussed earlier, higher water content with increasing F/P ratios likely occurred due to increased formalin input. This also explains the increased NVC of BPF resoles with increasing F/P ratios (Table 6 ). synthesis of BPF resoles, or the reaction period can be further increased to 3-4 h. However, care must be taken not to cause drastic increases in the viscosities of BPF as a result of potential polymer gelation. Figure 2 clearly indicates that the pH of BPF resoles decreases with rise in F/P molar ratios for pure PF resins as well as BPF resoles at 25% and 50% phenol substitutions. This observation can be attributed to an increase in Cannizarro reactions with higher F/P ratios, whereby formaldehyde undergoes self-condensation reactions and reduces the pH of the resoles. As discussed earlier, higher water content with increasing F/P ratios likely occurred due to increased formalin input. This also explains the increased NVC of BPF resoles with increasing F/P ratios (Table 6 ). Figure 2 . pH of phenolic resoles with varying F/P ratios for pure PF resoles and BPFs at 25% and 50% phenol substitutions.
Curing Temperature of BPF Resoles
Figures 3 and 4 show the effects of DKL Mw on BPF curing temperature. As can be seen, there were two or three exothermic peaks in the thermograms of the BPF resoles, where the first peak occurred in the temperature range of 115 °C to 135 °C while the second and third peak occurred in the temperature range of 140 °C to 230 °C. The first exothermic peak might be due to addition reactions of free formaldehyde to phenolic rings while the second and third exothermic peaks could be attributed to curing reactions of methylolphenols and phenols to form methylene bridges and condensation reactions of two methylol groups to form dimethylene ether bridges [4] . Figure 2 . pH of phenolic resoles with varying F/P ratios for pure PF resoles and BPFs at 25% and 50% phenol substitutions.
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Curing Temperature of BPF Resoles
Figures 3 and 4 show the effects of DKL M w on BPF curing temperature. As can be seen, there were two or three exothermic peaks in the thermograms of the BPF resoles, where the first peak occurred in the temperature range of 115 • C to 135 • C while the second and third peak occurred in the temperature range of 140 • C to 230 • C. The first exothermic peak might be due to addition reactions of free formaldehyde to phenolic rings while the second and third exothermic peaks could be attributed to curing reactions of methylolphenols and phenols to form methylene bridges and condensation reactions of two methylol groups to form dimethylene ether bridges [4] . Figures 3 and 4 show the effects of DKL Mw on BPF curing temperature. As can be seen, there were two or three exothermic peaks in the thermograms of the BPF resoles, where the first peak occurred in the temperature range of 115 °C to 135 °C while the second and third peak occurred in the temperature range of 140 °C to 230 °C. The first exothermic peak might be due to addition reactions of free formaldehyde to phenolic rings while the second and third exothermic peaks could be attributed to curing reactions of methylolphenols and phenols to form methylene bridges and condensation reactions of two methylol groups to form dimethylene ether bridges [4] . As can be observed from Figure 3 , for BPF resins at a phenol substitution rate of 25%, the BPF synthesized with lower Mw DKL has a slightly lower curing temperatures. It suggests that for BPF resoles at low phenol substitutions, incorporation of lignin with a lower Mw or higher phenolic hydroxyl content at would accelerate the curing rate of the resoles [18] . In contrast, as revealed by Figure 4 , the curing temperature of BPF resins with phenol substitution of 75%, the BPF resole prepared with high Mw DKL has a lower curing temperature, which could be explained by the fact that the presence of higher molecular weights bio-phenols with a great level of cross-linking in the resole could be cured readily with a lower the activation energy [19] .
Model Building and Analysis of Variance (ANOVA)
The curing temperature (response) from all the synthesis runs based on the experimental design was measured and the results are provided in the Table 7 . These results show that curing temperature change with the variation of the synthesis conditions. As can be observed from Figure 3 , for BPF resins at a phenol substitution rate of 25%, the BPF synthesized with lower M w DKL has a slightly lower curing temperatures. It suggests that for BPF resoles at low phenol substitutions, incorporation of lignin with a lower M w or higher phenolic hydroxyl content at would accelerate the curing rate of the resoles [18] . In contrast, as revealed by Figure 4 , the curing temperature of BPF resins with phenol substitution of 75%, the BPF resole prepared with high M w DKL has a lower curing temperature, which could be explained by the fact that the presence of higher molecular weights bio-phenols with a great level of cross-linking in the resole could be cured readily with a lower the activation energy [19] .
The curing temperature (response) from all the synthesis runs based on the experimental design was measured and the results are provided in the Table 7 . These results show that curing temperature change with the variation of the synthesis conditions. The BBD was applied to optimize the curing temperature for BPF resoles and probe the relative or interaction effects of phenol substitution (%), M w (g/mol) and F/P ratio on the curing temperature. In this research work, a total of 15 BPF resoles were prepared with three central points and three factors (N = (2) (3) (3 − 1) + 3 = 15). Following the design of the experiments (Table 7) , the resoles were synthesized and the curing temperatures were determined using DSC in dynamic mode from 40 • C to 350 • C at 10 • C/min under 50 mL/min of nitrogen gas. Using Minitab, the regression coefficients were estimated and a mathematical model for predicting the curing temperature was built and used to predict the response. The model was then tested for adequacy using analysis of variance (ANOVA) and also interpreted using surface and contour plots. The response (curing temperature) was determined using DSC. All of the DSC thermograms depicted at least two peaks; the first appeared in the temperature range 115 • C and 135 • C while the second appeared in the temperature range 140 • C-230 • C. The one exception was BPF-25,(0),1.2 (see Experimental run '1' in Table 7 ), where only one peak appeared at 139 • C. A box-plot of the response (curing temperature) in Figure 5 shows that the curing temperature for BPF-25,(0),1.2 was an outlier. Thus, this data point was excluded from the model building. The BBD was applied to optimize the curing temperature for BPF resoles and probe the relative or interaction effects of phenol substitution (%), Mw (g/mol) and F/P ratio on the curing temperature. In this research work, a total of 15 BPF resoles were prepared with three central points and three factors (N = (2) (3) (3 − 1) + 3 = 15). Following the design of the experiments (Table 7) , the resoles were synthesized and the curing temperatures were determined using DSC in dynamic mode from 40 °C to 350 °C at 10 °C/min under 50 mL/min of nitrogen gas. Using Minitab, the regression coefficients were estimated and a mathematical model for predicting the curing temperature was built and used to predict the response. The model was then tested for adequacy using analysis of variance (ANOVA) and also interpreted using surface and contour plots. The response (curing temperature) was determined using DSC. All of the DSC thermograms depicted at least two peaks; the first appeared in the temperature range 115 °C and 135 °C while the second appeared in the temperature range 140 °C-230 °C. The one exception was BPF-25,(0),1.2 (see Experimental run '1' in Table 7 ), where only one peak appeared at 139 °C. A box-plot of the response (curing temperature) in Figure 5 shows that the curing temperature for BPF-25, (0), 1.2 was an outlier. Thus, this data point was excluded from the model building. ( 1) where X1 is the substitution of phenol with lignin, X2 is the weight average Mw of lignin (g/mol); X3 is the formaldehyde-to-phenol ratio; X2 2 and X3 2 are the quadratic terms for second and third variables respectively; and X1X3 and X2X3 are the interaction terms. The regression model had the following Using Minitab, the following regression model of response was built (using coded analysis): 
Therefore,~98% (R 2 ) of the variability in curing temperature is accounted for by the model above. R 2 adj was used to ensure that the model is not over-fitted. The R 2 pred of~94% indicates that the model seems to predict responses to new observations very well. The statistical significance of the coefficients, regression, and residual errors was checked using the F-test and the p-value test as shown in Tables 8 and 9 . As can be seen from Table 8 , three coefficients were not significant based on a confidence interval of 95% where the corresponding p-values ≥ 0.05 including X 2 , X 1 2 , and X 1 X 2 . Thus, these coefficients were not included in the regression model. From the ANOVA in Table 9 , it can be seen that the estimator of variance, mean squares is 9.42 indicating that the regression model is significant. The normal probability plot ( Figure 6 ) indicates that assumption that the errors are normally distributed was a good prediction. The absence of a visible pattern in the residual versus fitted plot ( Figure 7) indicates model adequacy. Figure 8 shows the actual curing temperatures of the BPF resoles plotted against the predicted curing temperatures from the model. As can be seen, there was an agreement between the predicted data and the actual data for the curing temperature. Table 9 . ANOVA for the regression. . Normal probability plot for curing temperature (response). Table 9 . ANOVA for the regression. Figure 8 shows the actual curing temperatures of the BPF resoles plotted against the predicted curing temperatures from the model. As can be seen, there was an agreement between the predicted data and the actual data for the curing temperature. Figure 9 shows the interaction effects of the regression model, where the plots for means of each level of a factor are given while keeping the second factor constant. Absence of parallel lines indicates that the response of one variable depends upon the levels of other variables. As such, assessment of the effect of any of the variables (substitution of phenol with lignin, Lignin Mw, and formaldehydeto-phenol ratio) should be done with respect to the other variables. Figure 9 shows the interaction effects of the regression model, where the plots for means of each level of a factor are given while keeping the second factor constant. Absence of parallel lines indicates that the response of one variable depends upon the levels of other variables. As such, assessment of the effect of any of the variables (substitution of phenol with lignin, Lignin M w , and formaldehyde-to-phenol ratio) should be done with respect to the other variables. Figure 9 shows the interaction effects of the regression model, where the plots for means of each level of a factor are given while keeping the second factor constant. Absence of parallel lines indicates that the response of one variable depends upon the levels of other variables. As such, assessment of the effect of any of the variables (substitution of phenol with lignin, Lignin Mw, and formaldehydeto-phenol ratio) should be done with respect to the other variables. 
Source df Sum of Squares Mean Squares F-Value
Regression 7 2840.88 405.84 43.07 Residual 6 56.54 9.42 Total 13 2897.42
Interaction Effects
Response Surface Plots and Optimization of Variables
2.7.1. Effect of F/P and Lignin Mw at Constant Percent Substitutions (25%, 50%, 75%) on Curing Temperatures Figure 10 shows the surface plots and contour plots (respectively) of lignin weight average molecular weight (X2) and F/P molar ratio (X3) on the curing temperature when held constant at Figure 10 shows the surface plots and contour plots (respectively) of lignin weight average molecular weight (X 2 ) and F/P molar ratio (X 3 ) on the curing temperature when held constant at substitution percentage of (a) 25%; (b) 50%; and (c) 75%. As can be seen from Figures 10a and 11 , at 25% substitution of phenol with lignin, lowest curing temperature range occurs at an F/P ratio of slightly higher than 2.5 for lignin M w of~1200 g/mol and at F/P ratio of 3 for lignin M w in the range of~1000 to~1600 g/mol. Lower F/P ratios result in higher curing temperatures particularly at highest and lowest ranges of lignin M w .
A similar trend can be seen (Figures 10b and 12 ) when the contour plot is held constant at 50% substitution of phenol with lignin; however, the lowest curing temperatures occurs at a narrower range of lignin M w especially at F/P ratio of 3 (~1100-1450 g/mol). At 75% substitution of phenol with lignin (Figures 10c and 13) , the lowest curing temperatures occur at lower F/P ratios while temperature range of 180 • C to 185 • C can occur at F/P ratio of 3 provided that the lignin M w is~1250 g/mol. At lignin M w of less than 900 g/mol and greater than~1550 g/mol, the curing temperature increases at varying rates depending on the F/P ratios when held constant at 75% substitution of phenol with lignin.
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Mw at Constant F/P Ratios (1.2, 2.1, 3) on Curing Temperatures Figure 14 shows the contour plot for substitutions of phenol with lignin and lignin Mw while holding the F/P ratio constant. As can be seen, the two extremes of lignin Mw do not yield the lowest curing temperatures. At higher percent substitutions, the range of lignin Mw that can yield the lowest curing temperature increase, allowing for more variation in lignin Mw at higher percent substitutions. Lignin of Mw ~1200 g/mol allows for yield of lowest curing temperatures (less than 190 °C) from around 35% substitution of phenol with lignin and up to 75% (based on the data range). temperature range of 180 °C to 185 °C can occur at F/P ratio of 3 provided that the lignin Mw is ~1250 g/mol. At lignin Mw of less than 900 g/mol and greater than ~1550 g/mol, the curing temperature increases at varying rates depending on the F/P ratios when held constant at 75% substitution of phenol with lignin. 
Mw at Constant F/P Ratios (1.2, 2.1, 3) on Curing Temperatures Figure 14 shows the contour plot for substitutions of phenol with lignin and lignin Mw while holding the F/P ratio constant. As can be seen, the two extremes of lignin Mw do not yield the lowest curing temperatures. At higher percent substitutions, the range of lignin Mw that can yield the lowest curing temperature increase, allowing for more variation in lignin Mw at higher percent substitutions. Lignin of Mw ~1200 g/mol allows for yield of lowest curing temperatures (less than 190 °C) from around 35% substitution of phenol with lignin and up to 75% (based on the data range). Figure 14 shows the contour plot for substitutions of phenol with lignin and lignin M w while holding the F/P ratio constant. As can be seen, the two extremes of lignin M w do not yield the lowest curing temperatures. At higher percent substitutions, the range of lignin M w that can yield the lowest curing temperature increase, allowing for more variation in lignin M w at higher percent substitutions. Lignin of M w~1 200 g/mol allows for yield of lowest curing temperatures (less than 190 • C) from around 35% substitution of phenol with lignin and up to 75% (based on the data range). 2.7.3. Effect of Percent Substitutions and F/P at Lignin Mw (800 g/mol and 1700 g/mol) on Curing Temperatures Figure 15 shows the contour plot for the substitution of phenol with lignin (X1) and F/P ratio (X3) on the curing temperature while keeping the lignin Mw constant. As can be seen, lowest curing temperatures of less than 190 °C occur at the centre of the two variables as well as at extremes of F/P ratio and high substitution percentage. Therefore, to attain BPF resoles with high percent substitutions, BPF resoles must be synthesized either with low F/P ratios or high F/P ratios. Although low F/P may be desirable for less free formaldehyde content, other factors also need to be taken into consideration like the adhesive strength and the thermal stability of the BPF resoles at both F/P ratios. At low lignin Mw (~800 g/mol), it can be seen that for high percent substitution, increasing the F/P ratio yields in low curing temperatures of less than 200 °C until around F/P ratio of 2.5 where the curing temperature range increase slightly (Figure 16 ). At low lignin Mw (~800 g/mol and at lower percent substitutions, higher F/P ratios are preferred. Figure 17 shows that the contour plots for 2.7.3. Effect of Percent Substitutions and F/P at Lignin M w (800 g/mol and 1700 g/mol) on Curing Temperatures Figure 15 shows the contour plot for the substitution of phenol with lignin (X 1 ) and F/P ratio (X 3 ) on the curing temperature while keeping the lignin M w constant. As can be seen, lowest curing temperatures of less than 190 • C occur at the centre of the two variables as well as at extremes of F/P ratio and high substitution percentage. Therefore, to attain BPF resoles with high percent substitutions, BPF resoles must be synthesized either with low F/P ratios or high F/P ratios. Although low F/P may be desirable for less free formaldehyde content, other factors also need to be taken into consideration like the adhesive strength and the thermal stability of the BPF resoles at both F/P ratios. 
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Hydrolysis of Kraft Lignin
The hydrolytic depolymerization of KL operations was carried out in a 500 mL Model 4848 autoclave reactor (Parr Instruments, Moline, IL, USA) equipped with a pressure gauge, stirrer, thermocouple, gas line, and sampling line. The reactor was charged with 48 g lignin and 60 g distilled water and 132 g NaOH solution (10 wt.%). The reactor was purged thrice with nitrogen, checked for leaks and finally pressurized to 2 MPa. The reactor was then heated at approx. 10 • C/min to the desired temperatures for pre-specified residence times under stirring (290 rpm) according to designed experiments by BBD. During the reaction, the pressure of the reactor system will increase depending on the reaction temperature mainly due to the water vapor pressure (e.g., 5 MPa at 250 • C, 8 MPa at 300 • C up to 16 MPa at 350 • C).
After the pre-set reaction time elapsed, the reactor was immediately quenched with water to stop the further reaction. The gas was released into the fume hood. The reactor contents were then completely rinsed into a beaker using distilled water. The pH value of the washed reactor contents (varying from 11.0 to 9.5 depending on the reaction conditions) was adjusted to approximately 2.0 using 1.0 M H 2 SO 4 solution to precipitate the DL products. The acidified reaction mixture was then filtered through a Buchner funnel. The solid cake containing depolymerized KL was dissolved in acetone (20-25 mL) under sonication and then filtered under vacuum with Buchner funnel to get acetone soluble depolymerized lignin (DL) or polyols and solid residues (SR). The SRs were dried at 105 • C for 24 h in an oven and weighed to obtain SR yield as wt.% of the original KL on a dry basis. The acetone soluble filtrate was transferred to a pre-weighed Erlenmeyer flask to remove acetone with rotary evaporator at 60 • C followed by 24 h drying in a vacuum oven to obtain the DL products. The yield of DL was calculated based on the mass of original KL on dry basis.
Experimental Design
The process optimization was carried out to optimize the curing temperature of BPF resoles using Box-Behnken design (BBD) with three independent variables. To total 15 experiments were conducted for the preparation of BPF resoles at varying formaldehyde-to-phenol (F/P) ratios, phenol percent substitutions, and DL M w across three levels. The variables and their levels selected for this study are shown in Table 10 . In Table 10 phenol substitution ratio is for phenol-to-lignin ratio and F/P ratio stands for the formaldehyde-to-phenol ratio. The actual values of factors were coded using the equation: xi = (X i − X i0 )/X i , where xi is coded value for the ith independent variable, xi0 is the actual value of the i th independent variable at the centre point, and X i is the step change value [20] . The experiments were designed based on a three-factor Box Behnken Design (BBD) as shown previously in Table 7 . The Box-Behnken design is a three-level partial factorial design where experiments are statistically designed to have treatment combinations that are at the midpoints of the edges of the experimental space. In statistics, BBD is an experimental design for response surface methodology, devised by George E.P. Box and Donald Behnken in 1960. The main aim of the surface response methodology (RSM) is to optimize the responses [21] . The total numbers of experiments follow the equation:
where k is the number of parameters, factors, or variables, and C0 is the number of central points.
Synthesis of BPF Resoles
Various BPF resoles were synthesized with DL of different M w values, phenol percent substitutions, and F/P molar ratios, according to the Box-Behnken Design (BBD) of experiment Design ( Table 7) . The resinification was carried out in a 250 mL three-neck flask equipped with a thermometer, a pressure-equalizing addition funnel, and a condenser and then placed over a water-bath on top of a hot plate. The mixture of phenol, DL, sodium hydroxide (NaOH), ethanol and water were added at pre-determined amounts into the three-neck flask. The required amounts of phenol and lignin were determined by the phenol percent substitution ratio for the experimental run from the BBD. Sodium hydroxide solution and water were added at concentrations of 10 wt.% and 40 wt.% based on phenolic compounds, respectively, referring to the literature study [22] .
As well known, lignin as well as de-polymerized lignin are natural macromolecular molecules. By far the detailed mechanism of lignin-based bio-phenol-formaldehyde formation is yet to be elucidated. However, analogy to the mechanism of conventional phenol-formaldehyde resin formation [22] , the schematic reaction mechanism of lignin-based bio-phenol formaldehyde resin formation can be proposed and illustrated in Scheme 1: Various BPF resoles were synthesized with DL of different Mw values, phenol percent substitutions, and F/P molar ratios, according to the Box-Behnken Design (BBD) of experiment Design ( Table 7 ). The resinification was carried out in a 250 mL three-neck flask equipped with a thermometer, a pressure-equalizing addition funnel, and a condenser and then placed over a waterbath on top of a hot plate. The mixture of phenol, DL, sodium hydroxide (NaOH), ethanol and water were added at pre-determined amounts into the three-neck flask. The required amounts of phenol and lignin were determined by the phenol percent substitution ratio for the experimental run from the BBD. Sodium hydroxide solution and water were added at concentrations of 10 wt.% and 40 wt.% based on phenolic compounds, respectively, referring to the literature study [22] .
As well known, lignin as well as de-polymerized lignin are natural macromolecular molecules. By far the detailed mechanism of lignin-based bio-phenol-formaldehyde formation is yet to be elucidated. However, analogy to the mechanism of conventional phenol-formaldehyde resin formation [22] , the schematic reaction mechanism of lignin-based bio-phenol formaldehyde resin formation can be proposed and illustrated in Scheme 1: Ethanol was added to improve the solubility of DL at a mass equal to that all phenolic compounds including pure phenol and DL. To avoid the formation of coagulants during the reaction especially at high percent phenol substitutions, sodium hydroxide solution was mixed with phenol and added drop wise. The mixture was allowed to mix for a period of two hours under magnetic stirring at 60 °C to ensure a homogenous lignin-phenol solution.
The reaction temperature was then increased to 80 °C and formalin (37% formaldehyde by Ethanol was added to improve the solubility of DL at a mass equal to that all phenolic compounds including pure phenol and DL. To avoid the formation of coagulants during the reaction especially at high percent phenol substitutions, sodium hydroxide solution was mixed with phenol and added drop wise. The mixture was allowed to mix for a period of two hours under magnetic stirring at 60 • C to ensure a homogenous lignin-phenol solution.
The reaction temperature was then increased to 80 • C and formalin (37% formaldehyde by weight) was added drop-wise into the three-neck flask using a cylindrical separator funnel 9 given that the reaction is exothermic. The amount of formaldehyde added was determined by the required F/P molar ratio of the experimental run, where P denotes all phenolic compounds including phenol and DL (assuming M w of phenolic compounds to be 94.11 g/mol to calculate F/P ratios). To minimize the free formaldehyde content of BPF resins [18] , the reaction was held at 80 • C for 2 h, and then stopped by cooling to room temperature. The resultant BPF resin was then recovered into labeled 250 mL plastic bottles and stored in the freezer at 2 • C for further characterization purposes. The synthesized BPF resins were labeled as "BPF-25,(+1),2.1", denoting BPF-, % phenol substitution, (the DL M w level), F/P ratio. For example, BPF-25,(+1),2.1 indicates that the BPF has phenol substitution ratio of 25% with DL of the highest M w level and was synthesized using F/P ratio of 2.1. In a typical resinification experiment, e.g., to produce 150 mL of BPF-50,(0),2.1, 18 g of DL at M w level of (0) were allowed to mix with 18 g of phenol, 36 mL of ethanol and 14.4 g of distilled water followed by an addition of 65.2 g of formalin for F/P molar ratio of 2.1:1.
Analysis and Characterization
The relative molecular weights (M w and M n ) of DLs were measured with a Breeze GPC-HPLC instrument (Waters, Mississauga, ON, Canada), 1525 binary pump, UV detector set at 270 nm, Waters Styragel HR1 column at 40 • C) using THF as the eluent at a flow rate of 1 mL/min with linear polystyrene standards for the molecular weight calibration curve). The elemental compositions of carbon, hydrogen, nitrogen, and sulfur in KL and DKL were analyzed using a CHNS Flash Elemental Analyzer 1112 series (Thermo Scientific, Waltham, MA, USA) with helium as a carrier gas. The functional groups of DKL were analyzed using Fourier Transform Infrared (FT-IR) Spectroscopy (TGA-FTIR coupled system, Perkin-Elmer, Waltham, MA, USA). Viscosity measurements of the synthesized BPF resoles were taken using Digital Viscometer Model DV-E (Brookfield Engineering, Middleboro, MA, USA) at 50 rpm and room temperature in accordance to recommendations by ISO-2555 for plywood adhesives. An average of three measurements were taken and recorded for each BPF resole. The pH measurements of final BPF resole products were taken using a digital pH probe at room temperature. The nonvolatile contents of BPF resoles were determined in accordance to ASTM D4426-01 (2006). Around 1 g of each BPF sample was weighed on a glass dish, and heated in an oven at 125 • C for 105 min. Next, the BPF sample was placed in desiccators for a period of 5-15 min and then weighed again to determine the weight percentage of the residues in relation to the original liquid BPF sample, i.e., the non-volatile content (NVC). To investigate the thermal curing properties of the synthesized BPF resoles, Differential Scanning Calorimetry (DSC) (DSC1, Mettler-Toledo, Columbus, OH, USA) was used to test dried resin samples in sealed aluminum crucibles between temperatures of 40 • C and 350 • C at a heating rate of 10 • C/min under nitrogen gas at 50 mL/min. From the obtained DSC thermograms, the curing peaks of BPF resoles were determined and recorded.
It shall be noted that although the free formaldehyde contents of the synthesized BPF resins were not measured, the method used in this work for synthesizing the BPF resins was adopted from a previous work of our research group by Cheng et al. [18] , where the free formaldehyde content in depolymerized lignin based PF resins with a phenol substitution ratio of 50-75% was measured in the range of 0.5-0.7% due to the relatively lower reactivity of bio-phenols (de-polymerized lignin). According to the research findings from the optimization study as reported in this work, BPF resins with lower F/P ratios can be synthesized, thereby ensuring minimal free formaldehyde content and making the process more cost effective.
Conclusions
A regression model was successfully built for the prediction of curing temperature using the synthesis parameters substitution of phenol with lignin, average weight molecular weight of lignin (M w ) and formaldehyde to phenol ratio. It was verified for its fit and adequacy using the coefficients of determination, analysis of variance (ANOVA), significance test of coefficients, normal probability plot, residuals versus fitted data plot, and the predicted versus actual plot. Contour and surface plots indicate that lignin average weight molecular weight should be~1200 g/mol provides low temperatures of less than 180 • C at any substitution percentage. Studies have indicated that the incorporation of lignin can reduce the curing temperature of the resin because it allows for larger molecules to make contact and hence enhances entanglement of final resole network (Rodriguez, 1996) . However, at higher lignin M w , steric hindrance effects may start to hinder the cross-linking reaction rates. For both high lignin M w and low lignin M w , curing temperature increases with lower F/P ratios and lower substitution of phenol-to-lignin. At 25% and 50% substitution of phenol with lignin, increasing the F/P ratio allows for synthesis of resins with low curing temperatures. Increasing the substitution of phenol-to-lignin allows for a broader range of lignin weight average molecular weight to attain low curing temperatures.
